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Although there are several aspects that contribute to an ef-
ficient chemical sensor system, the choice of responsive mate-
rials can help to optimize several key attributes critical for
their ultimate performance, specifically high sensitivity, selec-
tivity, fast response time, and wide dynamic range. Some com-
mon issues reported to date for sensors are limited detection
range, slow response time, long recovery period, and fast satu-
ration (limited dynamic range).[1] Most of these issues are di-
rectly related to the large volume of bulk porous material that
is needed for measurable signal output, which leads to inher-
ently slow sorption, diffusion, and desorption processes. One
type of gas sensor that receives only limited attention despite
being among the most frequently used sensors for measuring
important environmental quantities is the humidity sensor.[2]

Important applications of this type of sensor include for re-
spiratory equipment, incubators, chemical gas purification,
and surgical operations. The main requirements for humidity
sensors are good sensitivity over a wide humidity range, low
hysteresis, good reproducibility, and longevity.[2,3] Often sen-
sors are required to be very small and suitable for integration
into arrayed systems, such as odor-sensing arrays.

Humidity sensors currently tend to exploit the characteris-
tics of bulk materials with the required resistive and capaci-
tive response properties. This type of sensor comprises a
moisture sensitive ceramic, metal, or polymer material that
undergoes changes in resistance or capacitance with variations
in ambient humidity.[3,4] Water vapor sensors that use poly-

meric materials commonly incorporate polyimides, polycarbo-
nates, cellulose acetates, or conductive polymers.[5,6] The typi-
cal vapor sensitivity of such sensors is of the order of tens of
parts per million (or ±0.05 % relative humidity, RH), which is
sufficient for most routine measurements. However, this is not
acceptable if a fast, real-time monitoring of vapor content
variation is required. Increased sensitivity, to a low ppm level,
can be achieved using a porous material to maximize the
specific surface area available for water vapor adsorption.[7–9]

For example, 0.4 ppmv (parts per million by volume) water
vapor detection was demonstrated by Salonen et al. using
carbonized porous silicon.[9] Bruno et al. used a polymer-coat-
ed resonant device to obtain a sensitivity of 7 ppmv.

[10] In
these cases, although the sensors reported showed good sensi-
tivity they suffered sluggish response times, often requiring a
few minutes to completely recover. Currently, modest sensi-
tivity and slow response are the main obstacles to the design
and development of microcantilever-based sensor techno-
logy.[11,12]

In this Communication, we present a bimaterial design for
humidity sensing with a vapor-sensitive plasma-polymerized
nanolayer coating on a silicon microcantilever with a low
flexural rigidity (Fig. 1a,d). The coating acts as a sensitive
mechanical actuator, which mediates high internal stresses,
enabling fast response to the presence of vapor in the environ-
ment. In a bimaterial microcantilever, there is preferential
swelling of the plasma-polymerized material when it is ex-
posed to particular analytes. This causes a change in surface
stress resulting in bending proportional to the external stimu-
lus. For this bimaterial design, we observed unprecedented
sensitivity to variations in the humidity, with resolution of
±10 ppb (±0.00005 % RH) with fast, millisecond-range re-
sponse. These measurements are both several orders of mag-
nitude better than the typical values reported in the literature.
We suggest that the integration of a crosslinked polymer, high
internal stresses, and firm adhesion to the silicon are critical
factors that lead to desirable responsive behavior for a bima-
terial structure.

The plasma-enhanced chemical vapor deposition exploited
here offers the unique ability to polymerize a wide variety of
precursors to obtain coatings that are sensitive to various ana-
lytes.[13–17] The most efficient vapor-responsive material, from
a series of six polymers tested in this study, was plasma-poly-
merized methacrylonitrile (PP-MAN) (Fig. 1b and Support-
ing Information, SI). An atomic force microscopy (AFM) im-

C
O

M
M

U
N

IC
A
TI

O
N

4248 © 2007 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim Adv. Mater. 2007, 19, 4248–4255

–
[*] Prof. V. V. Tsukruk, S. Singamaneni, M. E. McConney

School of Materials Science and Engineering and School of
Polymer, Textile and Fiber Engineering
Georgia Institute of Technology
Atlanta, GA 30332 (USA)
E-mail: vladimir@mse.gatech.edu
Dr. M. C. LeMieux
Chemical Engineering Department
Stanford University
Stanford, CA 94305 (USA)
Dr. T. J. Bunning, Dr. R. R. Naik, Dr. H. Jiang, J. O. Enlow
Materials and Manufacturing Directorate
Air Force Research Laboratory
Wright-Patterson Air Force Base, OH 45433

[**] The authors thank Dr. C. Jiang, Dr. M. Ornatska and S. Chang for
technical assistance and valuable suggestions. The work is support-
ed by AFOSR and AFRL. Supporting Information is available online
from Wiley InterScience or from the author.



Report Documentation Page Form Approved
OMB No. 0704-0188

Public reporting burden for the collection of information is estimated to average 1 hour per response, including the time for reviewing instructions, searching existing data sources, gathering and
maintaining the data needed, and completing and reviewing the collection of information. Send comments regarding this burden estimate or any other aspect of this collection of information,
including suggestions for reducing this burden, to Washington Headquarters Services, Directorate for Information Operations and Reports, 1215 Jefferson Davis Highway, Suite 1204, Arlington
VA 22202-4302. Respondents should be aware that notwithstanding any other provision of law, no person shall be subject to a penalty for failing to comply with a collection of information if it
does not display a currently valid OMB control number. 

1. REPORT DATE 
2007 2. REPORT TYPE 

3. DATES COVERED 
  00-00-2007 to 00-00-2007  

4. TITLE AND SUBTITLE 
Polymer-Silicon Flexible Structures for Fast Chemical Vapor Detection 

5a. CONTRACT NUMBER 

5b. GRANT NUMBER 

5c. PROGRAM ELEMENT NUMBER 

6. AUTHOR(S) 5d. PROJECT NUMBER 

5e. TASK NUMBER 

5f. WORK UNIT NUMBER 

7. PERFORMING ORGANIZATION NAME(S) AND ADDRESS(ES) 
Georgia Institute of Technology,School of Materials Science and 
Engineering,Atlanta,GA,30332 

8. PERFORMING ORGANIZATION
REPORT NUMBER 

9. SPONSORING/MONITORING AGENCY NAME(S) AND ADDRESS(ES) 10. SPONSOR/MONITOR’S ACRONYM(S) 

11. SPONSOR/MONITOR’S REPORT 
NUMBER(S) 

12. DISTRIBUTION/AVAILABILITY STATEMENT 
Approved for public release; distribution unlimited 

13. SUPPLEMENTARY NOTES 

14. ABSTRACT 
 

15. SUBJECT TERMS 

16. SECURITY CLASSIFICATION OF: 17. LIMITATION OF 
ABSTRACT 
Same as

Report (SAR) 

18. NUMBER
OF PAGES 

8 

19a. NAME OF
RESPONSIBLE PERSON 

a. REPORT 
unclassified 

b. ABSTRACT 
unclassified 

c. THIS PAGE 
unclassified 

Standard Form 298 (Rev. 8-98) 
Prescribed by ANSI Std Z39-18 



age of the PP-MAN coating with a thickness of 283 nm at
6 % RH showed a granular morphology with a surface
microroughness of about 1.2 nm over a surface area of
1 lm × 1 lm (Fig. 1c, SI). Granular surface morphology,
characteristic of plasma-polymeriyed films,[18] with an average
nanodomain diameter of less than 30 nm facilitates a high
specific surface area and is critical to the performance report-
ed here. In fact, it has been demonstrated previously that en-
hanced surface area (due to well-defined grain boundaries)
combined with locked-in residual stress in thin metal films de-
posited at slow rates provides significant enhancement in the
sensitivity of the microcantilever-based sensors compared
with smooth films.[19] Surface force measurements[20] showed
the elastic modulus to be 1.6 GPa and indicated
the presence of strong adhesive forces ((36±12)
nN) (see SI). The contact angle of the PP-MAN of
75°±4° (surface energy of 43 N m–1), compared
with 56°±2° for the spin-coated sample charac-
terizes the surface as modestly hydrophobic, pos-
sessing some polar groups.[21] Considering the high-
er contact angle of PP-MAN and the presence of
C=N and C�N stretch bands in the Fourier trans-
form infrared (FTIR) spectra (see SI), we conclude
that plasma polymerization results in crosslinked
films with a modest surface concentration of the
polar cyano groups. Surface analysis of the poly-
mers with X-ray photoelectron spectroscopy
(XPS) indicated that the chemical composition was
close to that expected with, however, some oxygen

(12–14%) present, possibly due to the free
radicals within the sub-surface layer (see
SI).[22]

Figure 2a shows the microcantilever at
various RHs ranging from 6 to 66 %. The
deflection of the PP-MAN cantilever under
desiccation and humidification shows a
modest <2 % hysteresis over 10 consecutive
cycles (10 h timeframe) separated by sever-
al days and over a year of storage (Fig. 2b).
It is remarkable that the response remained
virtually unchanged (within ±5 %) after
such long storage time under normal (vari-
able temperature, humidity, and air quality)
lab conditions. The deflection was virtually
linear for a small RH range (<10 %) and
the sensitivity (deflection/unit of humidity
change) was calculated to be extremely
high, 3.5 lm/1 % RH (Table 1). It is note-
worthy that the presence of a human palm
at a modest distance (about 30 cm) was
clearly indicated by a 50 lm deflection. The
response of identical cantilevers spin-coat-
ed with “conventional” PMAN (of thick-
ness 470 nm) was remarkably lower. This
cantilever showed a meager response, with
a sensitivity of only 110 nm/1 % RH, close

to that reported in the literature for a similar cantilever and
nearly 30 times lower than the corresponding plasma-poly-
merized cantilever.[23] The plasma-polymerized acrylonitrile
(PP-AN) cantilever also exhibited a high (although lower
than PP-MAN) sensitivity, while the uncoated reference can-
tilever exhibited no visible deflections (Fig. 2b).

Here, in accordance with common understanding, we sug-
gest that the adsorption (condensation) of water molecules on
and rapid progressive swelling of the plasma-polymerized
layer are the primary causes of differential stress across the bi-
material interface, which causes the bending of the entire
structure. However, water condensation applies normal forces
due to the vertical component of the surface energy of the liq-

C
O

M
M

U
N

IC
A
TIO

N

Adv. Mater. 2007, 19, 4248–4255 © 2007 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim www.advmat.de 4249

Plasma polymer coating 

Silicon cantilever 

Methacrylonitrile 

Acrylonitrile 

H2C

C

CH3

N

H2C

C

H

N

L = 350 µm 

W= 20 µm 

 RH = 1% 

∆z = 3.9 µm 

t = 1 µm 

σ = 6.2 MPa 

(a)
(b)

(c) (d)

Figure 1. a) Schematic of the polymer-coated microcantilever responding to water vapor.
b) Chemical structure of methacrylonitrile and acrylonitrile. c) AFM topographical images of
PP-MAN surface showing the nanodomain surface morphology (z range: 10 nm) d) FEA model
of the deflected cantilever with parameters shown.

Table 1. Summary of major parameters for various gas sensors.

Sensitivity

to H2O

[nm/20 ppm]

Detection

precision [a]

[ppb]

Response

time

[s]

Selectivity

deflection

ratio [b]

Shelf life

[c]

[years]

PP-MAN cantilever 3500 ±10 10–3 – 10–1 104 >1.5

Spin-coated PMAN

cantilever

110 ±300 NA NA NA

Typical bimaterial

cantilever

10–100 ±(100-500) 10-200 5-100 NA

Swollen PP coating

from literature [40]

10 ±10000 ~100 NA NA

Acoustic wave

sensors [58,60]

NA ±6000 ~10 8 <0.1

Silicon nanowires [61] NA ±50 >300 0.2 NA



uid/vapor interface and normally results in a minor nanome-
ter-scale deflection. This deflection is much smaller than any
of those observed here.[24–26] Thus, although some enhance-
ment may be due to capillary condensation inside the nano-
pores, micrometer-scale deflection leads us to believe that
swelling is mostly responsible. Hence, the swelling of the
PP-MAN layer was studied by measuring the coating thick-
nesses at three different RH levels (6, 30, and 66 %) (see SI).
The thickness of the film increased by 12 % for a 60 % RH
difference, a 0.2 % change per 1 % RH. Thus, the strain in-
duced in the polymer film for a 1 % change in RH was calcu-
lated to be 4.3 × 10–4. This level of strain generates a 5 MPa
stress for the elastic modulus measured. The corresponding
deflection can be roughly estimated using Stoney’s equa-
tion[27,28]

r � Et2
s

6R�1 � t�tf
�1�

where R is the radius of curvature, E is the elastic modulus, ts is
the thickness of the substrate, t is the Poisson’s ratio, and tf is

the thickness of the polymer film. From
Equation 1, the expected deflection due
to the swelling-induced stress was calcu-
lated to be about 2 lm/1 % RH, which is
lower to that obtained experimentally.
Therefore, considering the limited accu-
racy of Stoney’s equation for bimaterial
structures with thicker coatings (25 % of
the thickness of the cantilever in our
case), we evaluated stresses for the poly-
mer–silicon beam with finite element
analysis (FEA) (Fig. 1d).[29] The esti-
mated deflection due to the swelling-in-
duced stresses with full stress transfer
across the interface was estimated to be
3.9 lm/1 % RH, which is close to that
obtained experimentally (3.5 lm/1 %
RH) with some reduction probably
caused by coating imperfections
(Fig. 2c). The interfacial stress at the
free end of the bimaterial structure was
calculated to be 6.2 MPa (12 % higher
than for a simple estimation from
Stoney’s equation) for a 1 % change in
RH and reached nearly 370 MPa for a
60 % change in RH. The lower sensitiv-
ity of a 50 nm thick PP-MAN coating
also agreed closely with the FEA evalua-
tion (Fig. 2c). Thus, FEA simulation
indicated that the swelling-related inter-
facial stresses were sufficient to cause
the microcantilever bending behavior
observed experimentally.

In the case of the spin-coated PMAN
layers, the observed cantilever deflec-

tion was well below the theoretical estimation. This confirms
that there is a failure to efficiently transfer the swelling-initiat-
ed stress (Fig. 2c). This result points to the importance of the
strong adhesion of the coating, which results in maximal con-
version of enthalpy-driven swelling into mechanical bending
of the bimaterial cantilever. Indeed, the plasma-polymerized
coatings introduced here displayed excellent adhesion to the
cantilever surface. This was confirmed by the study of modi-
fied cantilevers after huge multiple deflections (up to 300 lm)
and by a peel-off test. AFM imaging of the PP-MAN coating
after multiple deflections showed no signs of rupture or de-
lamination of the topmost plasma-polymerized layer (see SI).
This is consistent with recent results for more mechanically
stable plasma-polymerized coatings under repeated shear-
ing.[30] Moreover, our peel-off test demonstrated that the PP-
MAN coatings are extremely stable and cannot be removed
with sticky tape.

Conventional bimaterial cantilevers are usually based on
one-side modification with self-assembled monolayers
(SAMs) that facilitate the adsorption of analytes leading to
differential surface energy.[31-34] Although such a design has
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Figure 2. a) Optical images showing the bending of the PP-MAN-coated cantilever for humidity
changing from 6 to 66 % RH at an interval of 10 % RH, with deflection at 6 % taken as a reference
point. b) The deflection vs. humidity (error bars are below the size of the symbols) of cantilevers
coated with PP-MAN, PP-AN, spin-coated PMAN, and a bare silicon cantilever. Empty symbols in-
dicate humidification and corresponding filled symbols indicate desiccation: triangles (5th consec-
utive cycle), inverted triangles (10th consecutive cycle), squares (four months after fabrication), cir-
cles (after 18 months), c) FEA theoretical deflection of the cantilever vs thickness of the PMAN
coatings for 1 % change in RH (solid line) and experimentally observed deflections for 50 and
283 nm PP-MAN and 470 nm spin coated PMAN. Dotted line represents typical deflection for con-
ventional cantilevers. d) Deflection vs humidity of PP-MAN cantilever at 20, 40, and 60 °C.



been used successfully for chemical and biological detection,
the sensitivity was inherently limited to the differential sur-
face energy mediated by analyte adsorption.[35–39] If this dif-
ference reaches 20 mJ m–2 (a level that is likely between
highly hydrophobic and hydrophilic surfaces), the bending
force reaches several nanonewtons. This could lead to several
hundred nanometers deflection for typical microcantilevers
(stresses within 0.01–0.1 N m–1). In contrast, in the case of
plasma-polymerized nanocoatings, even modest swelling re-
sults in a bending force in the millinewton range (stress within
1–10 N m–1), which facilitates micrometer-scale deflections.

Hence, unlike conventional bimaterial structures, which
rely on small differences in the surface tension on the active
and passive sides, the bimaterial design with plasma-polymer-
ized coating utilizes a mechanism involving large interfacial
stresses causing inherently higher bending forces. It is note-
worthy that swelling of coatings has been employed pre-
viously as the mechanism to induce differential stress in a
bimaterial cantilever for vapor sensing.[40] However, these
coatings, amongst others (such as spin-coating, and inkjet
printing), resulted in relatively modest deflections, typically
of the order of several tens to a hundred nanometers.[41,42]

The reported sensitivity of 10 nm/1 % RH for plasma-poly-
mercoated cantilevers is more than two orders of magnitude
lower than that measured here, indicating an insufficient
transfer of swelling-induced stress to the polymer/inorganic
interface.

The sensitivity achieved here is several orders of magnitude
better than those known for microcantilever-based sensors
and this system can be considered a miniature, fast, and inex-
pensive alternative.[43–46] Surface layers, such as SAMs, poly-
mer brushes, hydrogels, thin metal films, and sol–gel layers
have been employed as sensitive coatings.[47–50] Swelling of
plasma-polymerized allylamine on cantilevers has been re-
cently studied by Igarashi et al.[41] They concluded that less
crosslinking of the polymers results in greater swelling, but
these bimaterial structures showed only modest cantilever de-
flection, probably because of insufficient stress transfer abil-
ity. We suggest that the fine balance of local hydrophobic and
hydrophilic interactions, important for fast intake and re-
moval of water molecules, achieved for PP-MAN coatings by
a randomized network of polar segments and hydrophobic
methyl groups, is responsible for such swelling behavior
(Fig. 1a). The coexistence of hydrophobic and hydrophilic
groups in close proximity, as well as the internal stresses, pro-
motes significant expansion and contraction. This suggestion
is supported by the much less impressive performance of the
PP-AN coating, which has no hydrophobic methyl groups
(Figs 1b and 2b), and some other polymers with predominant-
ly polar or hydrophobic segments (see below and SI). Finally,
the response of the PP-MAN cantilever was tested at different
temperatures. The greatest response was observed close to the
room temperature (Fig. 2d).

Another important issue related to conventional sensors
that relies on the swelling phenomenon is the relatively slow
dynamics related to reaching the equilibrium state.[47] In con-

trast, our experiments clearly demonstrate an extraordinarily
fast response for bimaterial cantilevers (see videos in SI). This
fast response, which reaches a low millisecond range, is out of
reach for conventional sensors, which have typical response
times of the order of a few seconds to minutes as they are lim-
ited by the slow processes of molecular sorption and desorp-
tion within a bulk material.[51,52] In fact, considering that the
analyte molecule propagation is controlled by molecular dif-
fusion,[51] scaling down the thickness of the polymeric layer
from the conventional 10 lm to 200+ nm should facilitate an
equilibration time that is three orders of magnitude faster.

Two experiments were performed to quantify the response
time of the sensor to varying humidity in large (DRH=16 %
and 2 %) and small (DRH = 0.025 % and 0.002 %) ranges.
Firstly, the PP-MAN cantilever was exposed to gentle dry ni-
trogen pulses (for 83 ms) followed by recovery (for 250 ms)
to initial humidity (36 % RH) at a constant rate of 3 Hz
(Fig. 3a, b). The corresponding periodic deflection of the
PP-MAN cantilever and a reference uncoated cantilever were
recorded for hundreds of cycles (see Fig. 3a and SI videos for
representative segments) and the differential deflection was
plotted in Figure 3b (the correction for the reference cantile-
ver deflection was within 3 %). The responsive behavior was
stable and reproducible with a characteristic asymmetric
shape reflecting faster response and slower relaxation to the
initial position. The response time was found to be (80±20) ms
for a 16 % change in humidity (estimated from calibrated
bending). This is a fast response to such a large range. Sec-
ondly, the cantilever was exposed to cyclic variations of hu-
midity in a narrow range (±1 % RH) over a relatively long
time (several minutes) and demonstrated a stable and repeat-
able response with no change in the base line (Fig. 3c).

On the other hand, for a nearly instantaneous change of
humidity (by 0.01 %) the cantilever exhibited a response time
(between 10 and 90 % of the total response) of 9.5 ms
(Fig. 3d). Furthermore, linear ramps (1 % RH per second) of
humidification and desiccation within 0.025 % RH or
±5 ppmv range (1 % RH corresponds to a vapor density of
0.23 g m–3 [3]) were monitored with a sampling frequency of
1 KHz (Fig. 3e). Under these conditions, we observed a linear
response with a minimum distinguishable increment, limited
by thermal vibrations, of 0.0005 % RH (or ±10 ppb), which
exceeds that reported with cantilevers by two orders of mag-
nitude (Table 1).[9] The extreme limits of the sensitivity were
tested for the cantilever at a slow ramp rate of 0.02 % per sec-
ond with a sampling frequency of 10 KHz (Fig. 3e). In such
extreme conditions, an overall linear trend is observed beyond
the thermal noise (thermal amplitude of 0.25 nm). This obser-
vation confirms that the smallest measurable change of water
vapor content is ±10 ppb and the temporal resolution is below
2 ms. These deflection dynamics do not only show the excel-
lent sensitivity of the bimaterial cantilever, but also extremely
fast response times in variable environmental conditions. Re-
markably, after fabrication the response was stable for re-
peated humidification and desiccation cycles over a period of
more than a year.
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While the results discussed so far have emphasized the high
sensitivity and fast response time of the PP-MAN cantilevers
to water vapor, this design can be extended to different gas or
chemical analytes. This could potentially inspire a whole new
class of real-time, fast, microscopic chemical sensing arrays of
the kind required for environmental monitoring. [30,53] In fact,
in our preliminary testing we demonstrated that a proper selec-
tion of plasma-polymerized coatings facilitates high sensitivity
to organic compounds that can be used as components of plas-
tic explosives (Fig. 4). For instance, PP-AN (thickness 240 nm)
cantilevers showed a fast, reversible response to naphthalene
vapor at 40 °C with a detection limit below 1 ppb, an exception-

ally low value (Fig. 4a).[54] Pentafluorostyrene (PP-FS) (thick-
ness of 340 nm) cantilevers showed a huge, reversible, and ro-
bust response (a total bending of 300 lm) to saturated
hydrazine, a potentially explosive and highly toxic chemical
(Fig. 4b).[53] In this case, the detection limit was estimated to
be close to 10 ppb, which far exceeds those reported using re-
sistance of conductive polymers or fluorescence emission of
conjugated polymers (100 ppb – 10 ppm).[55-57] It is interesting
to note that a PP-FS coated cantilever that was initially bent by
180 °C still reacts to hydrazine vapor (Fig. 4b). We believe that
the different plasma-polymerized coatings investigated here
exhibit structural changes due to solvation forces in the pres-

C
O

M
M

U
N

IC
A
TI

O
N

4252 www.advmat.de © 2007 WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim Adv. Mater. 2007, 19, 4248–4255

126 129 132 135 138 141 144 147 150 153

-640

-620

-600

-580

-560

-540

-520 R
e
la

tiv
e
 w

a
te

r 

v
a
p
o
r c

o
n
te

n
t (p

p
m

) Humidification

 Dessication

 Humidification fast sampling

Time (msec)

D
e
fl
e
c
ti
o
n

 (
n
m

)

-457

-456

-455

-454

D
e
fle

c
tio

n
 (n

m
)

0 

1 

2 

3 

4 

5 

(a)

20

15

10

5

0

0 1000 2000 3000

0

20

40

60

80

100

120

140

 %
R

H
 Stimulus

D
e

fl
e

c
ti
o

n
 (

µm
)

Time (msec)

 Deflection

-2 0 2 4 6 8 10 12 14 16 18

0

4

8

12

16

20

24

28

32

36

 Impulse stimuli

 Response

Time (msec)

D
e
fl
e
c
ti
o
n
 (

n
m

)

0.0

0.3

0.6

0.9

1.2

1.5

1.8

2.1

R
e
la

tiv
e
 W

a
te

r v
a
p
o
r c

o
n
te

n
t (p

p
m

)

0 50 100 150 200 250

-3000

-2000

-1000

0

1000

2000

3000

Time (sec)

D
e

fl
e

c
ti
o

n
 (

n
m

)

43.0

43.5

44.0

44.5

45.0

 

E
s
tim

a
te

d
 R

e
la

tiv
e

 H
u

m
id

ity
 (%

)

Dry Nitrogen

Moist nitrogen

(b)

(c)

(d) (e)

Figure 3. a) Overlaid snapshots of the PP-MAN coated cantilever and reference uncoated cantilever depicting the response to nitrogen pulse. b) De-
flection of the cantilever under desiccating nitrogen pulses followed by relaxation to humid state. c) Response to cycles of small variations of humidity.
d) Static deflection of cantilever in response to a sudden change in humidity (0.01 % step). e) Dynamic sampling for a linear humidification and desic-
cation for RH interval of 0.02 % (top) and 0.001 % (bottom).



ence of the various organic vapors. The magnitude of the swell-
ing of the polymers in the presence of various analytes will be
the subject of further investigation.

To test selectivity, a critical consideration for the design of
multifunctional sensor arrays, we monitored the response to a
host of analytes of a series of cantilevers with different plas-
ma-polymerized coatings (Fig. 4d). Cantilevers with plasma-
polymerized methyl methacrylate (PP-MMA), trimethyl silyl
acetonitrile (PP-TA), PP-MAN, PP-AN, benzonitrile (PP-
BN), and PP-FS (with thickness within 250–310 nm) showed
very different responses to 10 ppm of water and hydrazine va-
por (Fig. 4d). The selectivity of some cantilevers to various

analytes is illustrated by the response of PP-MAN and PP-
AN cantilevers to water vapor (20 ppm), hydrazine (20 ppm),
naphthalene (100 ppb), acetone (300 ppm), and ethanol
(75 ppm) (Fig. 4c). This series of chemicals covers a wide
range of relevant types of gases including several extreme
cases that can be classified with existing solubility contribu-
tion schemes:[1] highly volatile (acetone and ethanol), hydro-
philic with rich hydrogen-bonding network (water), highly
hydrophobic (naphthalene), and highly reactive polar compo-
nents of plastic explosives (hydrazine).

As we observed, for this series of chemicals, a PP-MAN
cantilever exhibits a response of 350 nm for water, while it re-
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Figure 4. Optical images showing the deflection of the different cantilevers to different vapors: PP-AN cantilever to naphthalene (a), PP-SF cantilever
to hydrazine (b), and PP-MAN cantilever to acetone (c). d) Response of different cantilevers to 10 ppm of water and hydrazine. e) The deflection of
PP-MAN and PP-AN cantilevers to different vapors under saturated conditions. f) Logarithmic plot of the absolute deflection of PP-MAN and PP-AN
cantilevers normalized to 1 ppm concentration of various analytes. For clarity, in (e) and (f) bars have been included in the plot even where there was
no detectable deflection.



mains insensitive to naphthalene and exhibits a negative de-
flection of 45 nm for acetone vapor, puzzling behavior at this
stage. It is interesting to note that the PP-MAN cantilever
also deflects in the negative directions in response to ethanol,
while the PP-AN cantilever exhibits a negative deflection for
naphthalene, to which PP-MAN remains insensitive. Figure 4f
displays the absolute values of the cantilever deflections to
various vapors normalized to 1 ppm. The plot clearly shows
that the response of the cantilevers to different vapors spreads
over four orders of magnitude, making the pattern of deflec-
tion distinguishable for an artificial neural network approach
(the difference in response can be used as predefined parame-
ters for recognition). This is important if the use of cantilevers
in arrays is to be exploited.[22]

Comparison with the best sensitivity and response parame-
ters for existing designs from other cantilevers with plasma-
polymerized coatings, acoustic wave sensors, and recently re-
ported silicon nanowires shows that the detection precision of
our design is about one order of magnitude better, response
time is at least two orders of magnitude faster, and selectivity
is two orders of magnitude better than those reported in the
literature (Tab. 1). We believe there are several factors that
contribute to the outstanding response of our cantilevers, in-
cluding the unique nanoporous morphology, minute thick-
nesses, crosslinked nature, and the strong interfacial adhesion
of these nanocoatings. The sensitivity and response times
achieved here are out of reach for current sensor designs,
which usually employ bulky porous materials or weak differ-
ential bending forces. It is noteworthy that the plasma poly-
merization process employed here is a dry deposition tech-
nique, compatible with micromachine technology suitable for
batch micro-electromechanical system (MEMS) fabrication
and allowing seamless integration into arrayed structures.
Each cantilever may be selectively coated with a different
sensing layer, as the current resolution of spot-coated poly-
mers is several hundred micrometers. Individual layers can
have distinctive response patterns to different chemical va-
pors making it feasible to develop sensitive, fast, and micro-
scopic odor-sensing structures that are capable of real-time
sensing of toxic and explosive chemical vapors.[1,58,59]
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